A helium-based atmospheric pressure plasma jet (APPJ) with various flow rates of argon gas as a variable working gas was characterized by utilizing optical emission spectroscopy (OES) alongside the plasma jet. The spectroscopic characterization was performed through plasma exposure in direct and indirect interaction with and without de-ionized (DI) water. The electron density and electron temperature, which were estimated by Stark broadening of atomic hydrogen (486.1 nm) and the Boltzmann plot, were investigated as a function of the flow rate of argon gas. The spectra obtained by OES indicate that the hydroxyl concentrations reached a maximum value in the case of direct interaction with DI water as well as upstream of the plasma jet for all cases. The relative intensities of hydroxyl were optimized by changing the flow rate of argon gas.
Introduction
Cold atmospheric plasma devices, mainly based on the atmospheric pressure plasma jet (APPJ) [1] , have emerged over recent decades. Such devices offer the possibility of direct and indirect (remote) methods for bacteria inactivation [2] , biofilm control [3] , cancer cell treatment [4] , water purification [5] , plasma activated water [6] , and so on. The APPJ with a tube-shaped configuration fed by helium gas was presented by Laroussi et al. [7] for the first time. Then, the APPJ was developed and extended with different electrode configurations and working gases.
Generally, an APPJ with various mixtures of feed gases provides numerous types of reactive species with different concentrations [8, 9] . One of the species is a hydroxyl radical, which provides excellent benefits for biological and medical applications although it has a short lifetime [10, 11] . Some articles reported the characterization of the argon-based APPJ with a mixture of water to enhance the hydroxyl species [12] [13] [14] . Argon as a working gas might be considered as an alternative candidate since scarce and costly helium is consumed in a large volume in the APPJ. The argon APPJ has better energy transfer efficiency compared to the helium jet; however, it releases considerable heat [15] . The conditions of electrical discharges in a pure argon gas might be unstable as a result of changing the parameters related to experimental conditions. For example, an additive gas such as oxygen is able to extinguish the argon discharge and shrink the range of discharge stabilities due to low electron temperature compared to the helium discharge [15, 16] . Therefore, a plan of mixing argon and helium gases is proposed not only to reduce helium consumption but also to enhance the concentration of reactive species, specifically hydroxyl.
Based on the specific applications, the APPJ-based devices are designed and constructed with different power sources, geometries, and working gases, which results in changing the electrical conditions of the APPJ as well as the produced reactive species. Moreover, interactions of the plasma jet with liquid targets, which are most of the biological cases, influence the plasma conditions and the produced reactive species. Therefore, it is undoubtedly necessary to measure the plasma parameters to characterize a homemade APPJ in interaction with liquid.
Optical emission spectroscopy (OES) [17] , as an affordable and a non-intrusive diagnostics method with an easy experimental setup, is used to identify the plasma parameters and reactive species produced by an APPJ. In this case, the radiations emitted by excited atoms, molecules, and reactive species in the plasma source are collected and analyzed to determine the plasma parameters, such as electron density, electron temperature, gas temperature, and so on. The Boltzmann plot [18] is an established method to estimate the electron temperature by assuming that the plasma condition is in a state of partial local thermodynamic equilibrium due to high collision frequency between particles in atmospheric pressure [19] . The upper levels of the atomic transitions follow the Saha-Boltzmann distribution. Hence, the excitation and electron temperatures are assumed to be the same, although this is an inappropriate assumption in mid and low pressures [20, 21] . Stark broadening of the Balmer series lines of atomic hydrogen (H α , H β , H γ ) [18] , which are broadenings or shifts of the spectral lines due to the presence of the electric fields of charged particles, allows us to calculate the electron density in atmospheric pressure. Electron density is almost independent of electron temperature for a given broadening of the H β line, while in the cases of H α and H γ , this dependency is obvious specifically for H α [22] . Therefore, the H β broadening (486.1 nm) is utilized to diagnose the electron density. The Stark broadening can be considered as a reliable method for the values of electron density higher than 10 19 m -3 . Otherwise, less than this value, the contributions of Doppler and Van der Waals would be dominant, leading to a high error range in the estimation of electron density [23] .
In addition to measurements of electron density and electron temperature, the neutral gas temperature plays a vital role in plasma characterization and processes. For instance, in biological applications, the high gas temperature of the APPJ is capable of damaging biological cells and tissues. Generally, there is no specific threshold temperature for heating damage, which depends on the type of biological cells and tissues; however, in biological testing, the temperature should be less than 42 • C [24] . Therefore, to confirm whether the APPJ might be suitable for the desired application, measurements of the gas temperature would be necessary. Also, to estimate the electron density by the Stark effect, the contributions of Van der Waals and Doppler broadenings, which depend on the gas temperature, should be considered. Hence, knowing the gas temperature is needed. In atmospheric pressure, it is assumed that the rotational temperature of the second positive system of nitrogen gas is equal to the neutral gas temperature [25] .
In this study, to characterize and optimize the APPJ, the relative intensities of reactive excited species have been measured using OES. The electron temperature has been estimated by the Boltzmann plot alongside the plasma jet. Since the Balmer series line of atomic hydrogen has been too weak, the measurements of Stark broadening have been carried out at the bottom of the plasma jet. While the flow rate of helium gas is held constant, the influences of argon gas with various flow rates on relative intensities of species and plasma parameters in the presence and the absence of de-ionized (DI) water as a target have been investigated upstream, midstream, and downstream of the plasma jet. The rotational temperature of the second positive system of nitrogen gas has been measured to estimate the neutral gas temperature downstream of the plasma jet in direct interaction with DI water.
Materials and Methods

Experimental Setup of the Atmospheric Pressure Plasma Jet
The experimental setup of the APPJ is shown in Figure 1 . The setup consists of a quartz tube with two copper electrodes in a cylindrical shape with a gap distance of 15 mm. A high voltage DC pulsed power supply delivers a monopolar pulsed voltage with a square wave-form pulse. The on-time and off-time of the pulsed voltage were adjusted to be 25 µs, while the rise and fall time was adjusted to be 3 µs. A voltage probe (Rigol-RP1018H) and a current probe (Cybertek-CP8030B) were used to measure the applied voltage and the plasma current. The voltage and current waveform were recorded using an oscilloscope (Rigol DS1054z, 50 MHz, 1 GS/s). During the experiment, helium as a working gas with the flow rate of 5 slm (standard liter/min) remained unchanged, while the argon flow rate as a variable parameter of the working gas was controlled and adjusted to be 0-2000 sccm (standard cubic centimeter/min) by mass flow controller (MFC). The experiments based on the target situation were carried out in three cases. The first case represents the APPJ without de-ionized (DI) water. The second and third cases refer to the presence of DI water as a target exposed by the APPJ directly and indirectly. The maximum distance between the downstream position of the APPJ and the surface of DI water in the case of the indirect plasma exposure was selected to be 4 mm. The APPJ was mounted on an adjustable stage and, thus, the distance of 4 mm was adjusted by the stage.
Plasma 2019, 2 FOR PEER REVIEW 3
Materials and Methods
Experimental Setup of the Atmospheric Pressure Plasma Jet
The experimental setup of the APPJ is shown in Figure 1 . The setup consists of a quartz tube with two copper electrodes in a cylindrical shape with a gap distance of 15 mm. A high voltage DC pulsed power supply delivers a monopolar pulsed voltage with a square wave-form pulse. The ontime and off-time of the pulsed voltage were adjusted to be 25 µs, while the rise and fall time was adjusted to be 3 µs. A voltage probe (Rigol-RP1018H) and a current probe (Cybertek-CP8030B) were used to measure the applied voltage and the plasma current. The voltage and current waveform were recorded using an oscilloscope (Rigol DS1054z, 50 MHz, 1 GS/s). During the experiment, helium as a working gas with the flow rate of 5 slm (standard liter/min) remained unchanged, while the argon flow rate as a variable parameter of the working gas was controlled and adjusted to be 0-2000 sccm (standard cubic centimeter/min) by mass flow controller (MFC). The experiments based on the target situation were carried out in three cases. The first case represents the APPJ without de-ionized (DI) water. The second and third cases refer to the presence of DI water as a target exposed by the APPJ directly and indirectly. The maximum distance between the downstream position of the APPJ and the surface of DI water in the case of the indirect plasma exposure was selected to be 4 mm. The APPJ was mounted on an adjustable stage and, thus, the distance of 4 mm was adjusted by the stage. Figure 2 shows the voltage and current characteristics of the discharge. The maximum values of applied pulsed voltage and frequency were adjusted to be 8.5 kV and 17.8 kHz, respectively. The flow rate of argon gas of the recorded voltage and current was 1600 sccm. It should be noted that the voltage-current waveform was examined with different flow rates of argon gas. The waveform of the discharge did not change significantly. Figure 2 shows the voltage and current characteristics of the discharge. The maximum values of applied pulsed voltage and frequency were adjusted to be 8.5 kV and 17.8 kHz, respectively. The flow rate of argon gas of the recorded voltage and current was 1600 sccm. It should be noted that the voltage-current waveform was examined with different flow rates of argon gas. The waveform of the discharge did not change significantly. 
Electrical Measurements
Spectroscopic Measurements
The emission spectra of the APPJ was measured using a spectrometer (Avantes, AvaSpec-2048L, focal length of 75 mm, grating with line density of 300 mm −1 , entrance slit of 25 µm, 2048-pixel CCD detector) with a spectral range of 200-1100 nm and a spectral resolution of 1.4 nm. A fiber optics cable including a collecting lens was used to capture the light emitted from the APPJ. The emission spectra were recorded for 5 accumulations with an exposure time of 100 ms. The measuring points of the electron temperature were selected to be upstream, midstream, and downstream of the APPJ as shown in Figure 1 . Since the hydrogen Balmer line in the wavelength of 486.1 nm (Hβ) was too weak to be detected in the plasma jet, the spectrometer was placed at the bottom of the plasma jet to enhance the signal intensity of Stark broadening related to the hydrogen Balmer line for measuring the electron density. 
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The emission spectra of the APPJ was measured using a spectrometer (Avantes, AvaSpec-2048L, focal length of 75 mm, grating with line density of 300 mm −1 , entrance slit of 25 µm, 2048-pixel CCD detector) with a spectral range of 200-1100 nm and a spectral resolution of 1.4 nm. A fiber optics cable including a collecting lens was used to capture the light emitted from the APPJ. The emission spectra were recorded for 5 accumulations with an exposure time of 100 ms. The measuring points of the electron temperature were selected to be upstream, midstream, and downstream of the APPJ as shown in Figure 1 . Since the hydrogen Balmer line in the wavelength of 486.1 nm (H β ) was too weak to be detected in the plasma jet, the spectrometer was placed at the bottom of the plasma jet to enhance the signal intensity of Stark broadening related to the hydrogen Balmer line for measuring the electron density. Figure 4 shows the spatial profile of relative intensities of hydroxyl (309 nm), helium (706 nm), and argon (750 nm) species of the APPJ obtained by OES with different flow rates of argon gas in the cases of free of DI water (Figure 4a ), and indirect contact ( Figure 4b ) and direct contact with DI water (Figure 4c ). The figure shows that relative intensities of hydroxyl are higher upstream of the jet compared to the other measured positions for all cases. In the case of the indirect contact with DI water, shown in Figure 4b , the relative intensity of hydroxyl increases more. The enhancement of the Figure 4 shows the spatial profile of relative intensities of hydroxyl (309 nm), helium (706 nm), and argon (750 nm) species of the APPJ obtained by OES with different flow rates of argon gas in the cases of free of DI water (Figure 4a ), and indirect contact ( Figure 4b ) and direct contact with DI water (Figure 4c ). The figure shows that relative intensities of hydroxyl are higher upstream of the jet compared to the other measured positions for all cases. In the case of the indirect contact with DI water, shown in Figure 4b , the relative intensity of hydroxyl increases more. The enhancement of the hydroxyl concentration is boosted in the case of direct contact with DI water alongside the plasma jet. The intensity value of hydroxyl species rises more than two times compared to the case of free of DI water by considering the values shown in Figure 4a ,c. Moreover, the relative intensities of hydroxyl species reach the maximum amount at the flow rate of 1600 sccm specifically at the upstream of the plasma jet; then, the intensities of hydroxyl decrease for all cases. In the case of direct contact, at the flow rate of 2000 sccm, the spectrum was not available to measure the intensities of the species as the length of the plasma jet decreased to half. Since the flow rate of helium gas was held constant during the experiment, the intensities of helium species remained nearly unchanged, as shown in Figure 4 , for all cases.
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Measurements of Gas Temperature
Although the second positive system of nitrogen bands were obvious in all cases (Figure 3) , the intensity of the second positive system was strong without argon gas feed in the case of direct contact with DI water as shown in Figure 3e ,f. As mentioned above, the nitrogen band allows us to measure the temperature of the neutral particle based on the rotational temperature of nitrogen gas. By fitting the emission line spectra of the second positive system (C 3 Πu → B 3 Πg = 375-381 nm) [26] , the gas temperature was measured to be 0.03 eV, equal to 75 °C. Thus, the APPJ is in the non-thermal state and regarded as a cold plasma. In addition, the ambient temperature was measured by a mercury thermometer at a distance of around 10 mm from the tip of the plasma jet for 2 minutes. The temperature was recorded to be 33.2 °C. Figure 5 illustrates the spatial profile of the electron temperature estimated by the Boltzmann plot upstream, midstream, and downstream of the APPJ in the cases of free of DI water (Figure 5a ), and indirect ( Figure 5b ) and direct contact with DI water (Figure 5c ). The measured parameters are plotted with different flow rates of argon gas. The estimated electron density based on Stark broadening in the case of free of DI water (no target) is shown in Figure 5a . At the flow rate of 400 sccm, the electron density and the electron temperature were estimated to be 1.2 × 10 22 m −3 and 0.25-0.45 eV alongside the plasma jet. The electron density reached the maximum value of 2.3 × 10 22 m −3 at the flow rate of 1600 sccm, then decreased to the flow rate of 2000 sccm. However, the trend of electron temperature was downward between the flow rates of 400 to 2000 sccm, and finally, reached the values of 0.15-0.21 eV at the flow rate of 2000 sccm. Injecting the massive species to the plasma discharge leads to a change in the energy transfer between electrons and the species due to the collision frequency that causes a reduction in electron temperature. The electron temperature converges more by increasing the flow rate of argon gas in the case of direct contact; nevertheless, the trend of electron temperature is almost the same for all cases. In the case of direct contact, at the flow rate of 2000 sccm, the spectrum was not available to estimate the electron temperature as the length of the plasma jet decreased to half. 
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Measurements of Electron Density and Electron Temperature
Regarding Stark broadening, although hydrogen gas was not used as a working gas in the APPJ, it initially might result from the impurity of helium and argon working gases or the ambient air. The relationship between electron density and Stark broadening is assumed to be ne = (∆λFWHM/(2 × 10 −11 )) 3/2 , where ∆λFWHM is Stark broadening and ne is electron density in terms of per cubic centimeter. The broadening of the spectral line is a convolution of instrumental, Doppler, and Van der Waals broadenings [29] . The Voigt fitting of the measured Stark bordering was performed using Origin Pro 5. The instrumental broadening was obtained by replacing the APPJ with a mercury lamp (wavelength of 546.1 nm) at low pressure. This value was obtained to be 0.06 nm. Finally, the Voigt fitting was excluded from the broadenings mentioned above to estimate the pure Stark broadening at full width at half maximum (FWHM) for measurements of electron density.
The presence of massive particles such as argon species in the helium plasma changes the plasma chemistry and the degree of ionization. Based on the results of relative intensities of excited species obtained by OES, the hydroxyl concentration is highest upstream of the plasma jet compared to the other regions. The production of hydroxyl might be explained by two possible different mechanisms The Boltzmann plot equation is assumed to be ln(Iλ/gA) = −E/kT e + constant, where I is the measured intensity obtained by OES, λ is the selected wavelength associated with helium and argon gases, g is the statistical weight, A is the transition probability, E is the excitation energy corresponding to the selected wavelengths, k is Boltzmann constant, and T e is electron temperature. The selected wavelengths of atomic emission lines related to argon and helium gases were obtained from references [12, 27] to estimate the electron temperature based on the Boltzmann plot. The spectroscopic data related to the wavelengths of excited atoms and ions were confirmed via the NIST atomic database [28] . By adding argon gas, the contributed wavelengths of helium [27] for the estimation of electron temperature weakened; therefore, the wavelengths of argon [12] were used at the flow rate of 400 to 2000 sccm.
Regarding Stark broadening, although hydrogen gas was not used as a working gas in the APPJ, it initially might result from the impurity of helium and argon working gases or the ambient air. The relationship between electron density and Stark broadening is assumed to be n e = (∆λ FWHM /(2 × 10 −11 )) 3/2 , where ∆λ FWHM is Stark broadening and n e is electron density in terms of per cubic centimeter. The broadening of the spectral line is a convolution of instrumental, Doppler, and Van der Waals broadenings [29] . The Voigt fitting of the measured Stark bordering was performed using Origin Pro 5. The instrumental broadening was obtained by replacing the APPJ with a mercury lamp (wavelength of 546.1 nm) at low pressure. This value was obtained to be 0.06 nm. Finally, the Voigt fitting was excluded from the broadenings mentioned above to estimate the pure Stark broadening at full width at half maximum (FWHM) for measurements of electron density.
The presence of massive particles such as argon species in the helium plasma changes the plasma chemistry and the degree of ionization. Based on the results of relative intensities of excited species obtained by OES, the hydroxyl concentration is highest upstream of the plasma jet compared to the other regions. The production of hydroxyl might be explained by two possible different mechanisms of reactions [30] . The first mechanism corresponds to the direct dissociation of the water molecule by energetic electrons. Based on the results, by increasing the flow rate, the electron temperature drops. So, the energy of the electrons is too low (less than 1 eV) to dissociate the water molecule. The second refers to the possibility of participation of metastable argon to produce H 2 O + . In this case, the dissociative recombination of H 2 O + leads to hydroxyl generation. Therefore, the metastable atoms may play an important role to generate hydroxyls [14, 31] . That is the reason the concentration of hydroxyl is highest upstream of the plasma jet for all cases, as the concentration of the metastable species of argon is highest in the same space. In addition, as the plasma jet approaches the water surface, the humidity around the plasma jet enhances due to the water evaporation that causes a boost of hydroxyl generation in the presence of water. Yang et al. [30] reported similar results by using the helium-based APPJ with the fixed flow rate of helium gas, while in our case, the flow rate of the APPJ changed by argon gas.
Conclusions
We characterized and optimized a helium APPJ with a mixture of argon gas in the presence and the absence of DI water. DI water as a target was exposed by the APPJ directly and indirectly. Electron temperature and electron density as a function of the flow rate of the gas mixtures were investigated. In a direct interaction of the jet stream and surface of DI water, the gas temperature was estimated based on the rotational temperature to confirm the plasma condition is in the non-thermal regime. The OES results show that approaching the APPJ so that the jet stream would have an indirect interaction with the water surface leads to more hydroxyl concentration with respect to the free plasma case. Hydroxyl production could be boosted more in direct contact with DI water. Considering positive points and drawbacks of using pure helium or argon gases to produce the APPJ, mixing these two gases might be the right solution for biological and environmental applications.
